Source of material
The title compound was prepared in two steps starting from 25,27-dihydroxycalix [4] arene-crown-6 (1) [1] . The first step consists in anchoring two triaza-phosphorinanonyl fragments on the phenolic oxygen atoms of 1 (using n-BuLi/ClPiCsHçNîCh)). The resulting bis-(phosphorinan-dione) was then oxidized with elemental sulfur (yield: 90%; mp 435 Κ -437 Κ). Analysis: found: C, 55.41%; H, 5.31%; N, 7.94%; calculated for C48H58N6O12P2S2 (Mr = 1037.10): C, 55.59%; H, 5.64%; N, 8.10%. EI mass spectrum: m/z = 1036. 3 
([M-H]
+ , 20%). The NMR data of the title compound are consistent with the calix [4] arene cone conformation. The phosphorus signal appears at 57.1 ppm in the 31 P-NMR spectrum. More details of the sample synthesis and characterization data are included in the deposited CIF-file. Crystals suitable for X-ray diffraction were obtained by slow diffusion of hexane into a dichloromethane solution of the title compound.
Experimental details
The 0(6) oxygen atom of the polyether chain is disordered over two positions. The hydrogen atoms of C(22) and C23) were not localized.
Discussion
The calixarene scaffold of the title compound adopts a flattened cone conformation. While the 0(1) and O'(l) phenol rings are somewhat bent towards the interior of the cavity (interplane angle ca. -23°), the other two facing aryl rings make an angle of about 110°. The 0(4), C(19), C(20), C(21), and C(22) atoms of the polyether chain (as well as those of the symmetrical counterpart) are nearly coplanar, thus optimizing the stretching of the bridging crown moiety along the calixarene axis. The only ethylenic group displaying a gauche conformation is that about the C(23)-C'(23) bond. The phosphorus heterocycle and the phenol unit to which it is linked are oriented in a roughly antiparalell fashion, the C(18)-0(1)-P(l)-S(l) torsion angle being 39°. As usual for λ 5 σ 4 -Ρ derivatives of phosphorinanones, the heterocyclic system adopts an envelope-type conformation, in which the N(l), C(7), N(2), C(8), and N(3) are coplanar to a good approximation. The phosphorus atom lies 0.53 A out of the plane. 
